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PROCESS FOR SURFACE -TREATMENT OF HOLLOW WORK HAVING 
HOLE COMMUNICATING WITH OUTSIDE, AND 

RING-SHAPEiD BONDED MAGNET PRODUCED BY THE PROCESS 

BACKGROUND OF THE INVENTION 

-F-I-ELD-QF— THE— I-NV-ENT-ION— ^ — 

The present invention relates to a process for surface 
treatment of a hollow work having a hole communicating with the 
outside, particularly, a ring -shaped work such as a ring-shaped 
bonded magnet, and to a ring-shaped bonded magnet produced by 
the process. More particularly, the present invention relates 
to a surface treating process which comprises bringing a fine 
metal powder producing material into flowing contact with the 
surface of a work, thereby adhering a fine metal powder produced 
from the fine metal powder, producing material to the surface 
of the work, and to a ring-shaped bonded magnet produced by the 
process and having a film layer made of the fine metal powder 
on the entire surface thereof . 
. DESCRIPTiON OF THE RELATED ART 

A rare earthmetal -based permanent magnet such as an R- Fe -B 
based permanent magnet represented by an Nd- Fe-B based permanent 
magnet is produced using a material which is rich in resources 
and inexpensive arid, has a high magnetic characteristic, as 
compared with an Sm-Cp based permanent magnet. Therefore, 
particularly, .the R-Fe-B based permanent magnet is used in a 
variety of. fields at present. 



In recent years, in electronic industries and appliance 
industries, a reduction in size of parts is advancing, and in 
correspondence to this, a reduction in size and a cpmplicatibii 
in shape of the magnet itself are required. 

From this viewpoint , attention is given to a bonded magnet 
wh i G h--i s-^p r o du c e d-^U s i n g^a^ma gn e t i c^po wd e r-^an d^a^re s i n^b i nd e r 
as main components and which is easy to shape. Among others, 
a ring- shaped bonded magnet is utilized particularly in various 
small ^ sized, motors such as a spindle motor, a servomotor 
incorporated in an actuator and the like. 

The rare, earth metal -based permanent- magnet contains a 
rare earth metal R which is liable to be corroded by oxidation 
in the atmosphere^ Therefore, when the rare earth metal -based 
permanent magnet is used without being subjected to a surface 
treatment, the corrosion advances from the surface of the magnet 
under the inf luende.of a small ambuht of an acid/ ah alkali or 
water to generate a rust in the magnet, thereby bringing about 
' the deterioration and dispersion of the magnetic characteristic 
Further, when the magnet, having a rust genera.t6d th.ereip; is 
incorporated' in- a- magnetic circuit, it is f eared that -the rust 
is scattered to pollute the surrpunding parts. 

To solve this problem, an attempt has been made to form 
a plated film as a corrosion- resistant film on the surface of 
themagnet. However, when the bonded magnet is sub j ec ted directly 
to an electroplating treatment, a uniform and dense plated film 
cannot be formed, because the magnetic powder particles insulated 



by the resinous binder forming the surface of the magnet arid 
the resin portion between the magnetic powder particles are lower 
in electric conductivity. As a result, pinholes (non-plated 
portions) may be produced to bring about a rust in some cases. 

Therefore, processes which involve providing ah electric 

conduct i3j!:i.tyL_t o ^the_en.t i r_e_s.ur.f ac e_o f — a^bonded— magnet — arid 

subjecting the bonded magriet to an electroplating treatment, 
have been already proposed' in Japanese Patent Applicatiori 
Laid-open Nos . 5 - 3 02 17 6 , .7-161516, 11-3811 and the^like. 

These processes proposed in the above Patents are intended 
to provide the electric conductivity to the entire surface of 
the magnet by adhering a metal powder to the entire surface of 
the magnet by utilizing the tackiness of a third component such 
as a resin and a coupling agent. In such processes, however, 
it is difficult to adhere the metal powder uniformly to the inner 
surface of a ring-shaped bonded magnet .arid among others, a 
ring-shaped bonded magriet having a large L/D value (wherein L 
represents a* length of the magnet in a direction of a center 
axis of thie magnet, arid D represents an inside diameter.of the 
magnet) to form an electrically conductive layer. This is 
because as the larger the L/D value, the more both of the metal 
powder and the third coihponerit such as the resin are sufficiently 
not spread into the through -hole in the magnet. 

Further ^ in these processes , an increase in cos t is brought 
about, because the third comporient is required, and moreover, 
it is difficult to uniformly form the electrically conductive 



layer on the entire surface of the magnet. As a result, it is 
difficult to carry out the surface treatment at a high dimensional 
accuracy. Additionally, a step of curing an uncured resin is 
required, resulting in a complicated producing process. 
Furthermore, when media such as steel balls are employed as a 
metal— powder— adhering— means,— it~is^f ear ed--^that—^ 
chipping of the bonded magnet may be brought about. 
SUMMARY OF THE INVENTION 

Accordingly, it is an object of the present invention to 
provide a process for surface treatment of a ring-shaped bonded 
magnet, wherein an electric conductivity can be provided to the 
entire surfaces of the magnet , i.e., not only to the outer surface 
- (including end faces and so on) but also to the inner surface 
of the magnet without use of a third component such as a resin 
and a coupling agent, and a film having an excellent corrosion 
resistance can be formed on the surf ace of the magnet at a high 
thickness accuracy by an electroplating treatment or the like. 

The present inventors have made various studies with the 
forgoing in view and as a result,, they, have found that when a 
fine metal powder producing material is brought into flowing 
contact with the surface of a hollow work having a hole 
communicating with the outside in a treating vessel, a fine metal 
powder is produced from the fine metal powder producing material 
and brought in a frowing state into contact with not only the 
outer surface but also the inner surface of the work, whereby 
it is adhered firmly and at a high density to the entire surface 



of the work. 

The present invention has been accomplished based on such 
knowledge, and to achieve the above object, according, to a f.irst 
aspect and feature of the present invention, there is provided 
a process for surface treatment of a hollow work having a hole 
e ommun-i G a tri-ng-w-i-fe^h-t.h e^ou t s i d e-,-c omp r i s i n g-^ 

the work anda f inemetal powder producingmaterial into a treating 
vessel, and bringing the fine metal powder producing; material 
into f lowing contact with the surface of the work in the treating 
vessel, thereby adhering a fine metal powder produced from the 
fine metal powder producing material to the surface of the work. 

According to a second aspect and feature of the present 
invention, in addition to the first feature, the flowing contact 
of the fine metal powder producing material with the surface 
of the hollow work is achieved by rotating the treating vessel. 

According to a third aspect and feature of the present 
invention, in addition to the second feature, the treating vessel 
is cylindrical in shape, and the flowing contact of the fine 
metal powder producing material with the surface of the hollow 
work is achieved by rotating the cylindrical treating vessel 
about its center axis. 

According to a fourth aspect and feature of the present 
invention, in addition to the first feature, the hollow work 
having the hole communicating with the outside is a ring-shaped 
work . 

According to a fifth aspect and feature of the present 



invention, in addition to the fourth feature, the ring-shaped 
work is placed into the cylindrical treating vessel, so that 
its center axis is parallel to a center axis of the cylindrical 
treating vessel , and the flowing contact of the fine metal powder 
producing material with the surface of the ring-shaped work is 
.ac h i e ve d-by^ro.t at i ng__t h e_c y 1 i n d rical treating ve ssel about its 
center axis - 

According to a sixth aspect and feature of the present 
invention, in addition to the fifth feature, a rod - shaped member 
is inserted through and disposed in the through-hole in the 
ring-shaped work, so that it is parallel to the center axis of 
the ring-shaped work. 

According to a seventh aspect and feature of the present 
invention, in addition to the fourth feature, the ring-shaped 
work is a ring-shaped rare earth metal -based permanent magnet. 

According to ah eighth aspect and feature of the present 
invention, in addition to the seventh feature, the ring - shaped 
rare earth metal -based permanent magnet is a ring-shaped bonded 
magnet . 

According to a ninth aspect and feature of the present 
invention, in addition to the first feature, the fine metal powder 
producing material is a material for producing a fine powder 
of at least one metal selected from the group consisting of Cu, 
Fe, Ni, Co, Cr,-Sn, Zn, Pb, Cd, In, Au, Ag and Al . 

According to a tenth aspect and feature of the present 
invention, in addition to the ninth feature, the fine metal powder 



producing material is a fine Cu powder producing material. 

According to an eleventh aspect and feature of the present 
invention, there is provided a ring- shaped bonded magnet having 
a iEilm layer made of a *f i1fiTB~"meta4. pdw on the entire surface 
thereof, which is produced by a surface treating process 
accord i n g^t o_-;t h e^f i rs.t ^f e at u re-. ^ . ' : , : : , - 

•According to a twelfth aspect and feature of the present 
invention/ in addition to the eleventh f eature, the ring-shaped 
bonded magnet having the film layer made of the fiiie metal powder 
on the entire surface thereof has an L/D value equal to or larger 
than 1, wherein L represents a length of the magnet in a direction 
of a center axis of the magnet, and D represents an inside diametef 
of the magnet. • / 

According to a thirteenth aspect and feature of the present 
invehtion, there is provided a ring -^ shaped bonded magnet having 
a plated film^ which is produced by subjecting a ring-shaped 
bonded magnet having a film. layer made of a fine metal powder 
on the entire surface thereof according to the, eleventh or twelfth 
f ea^ture. to an electroplating treatment. 

Wi th the surf ace t the-present ^ 

iiiveiition, the fine metal powder produced from the finie metal 
powder producing material is adhered firmly and at a high density 
to the entire surface of the hollow work having the hole 
communicatihg with the outside, i.e^^ not only to the outer 
surface but also to the inner surface of the work, by bringing 
the fine metal powder producing material into flowing contact 
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with the surface of the hollow work having the hole communicating 
with the outside. Therefore, with the ring-shaped rare earth 
metal -based permanent magnet, an electric conductivity can be 
provided to the entire surface of the magnet without provision 
of a resin layer on the surface of the magnet. Thus, a film 
ha ving-an-exG e 1-Len t-c o r r o s i on^re s i s-t aiic e-c an-b elf -o™ 
thickness accuracy by an electroplating treatment. 
BRIEF DESCRIPTION OF THE DRAWINGS 

Figs. la to le are illustrations of several works used in 
the surface treatment process of the present invention; 

.Fig. 2 is a partially perspective view of one example of 
an apparatus used in the surface treatment process of the presen,t 
invention; ^ 

Fig. 3 is a view showing how to dispose a. rod -shaped member 
in a work according to the present invention; 

Fig . 4 is a schematic view of one example of a mass - treatment 
apparatus used in the surface treatment process of the present 
invention; 

Fig . 5 is a view showing how to place a work into a cylindrical 
-treating vessel according to the present invention; 

Fig. 6 is a diagram showing the behavior of the contents 
of the, vessel used in the present invention as observed from 
the end face of the vessel; 

Fig. 7 is a graph showing the relationship between the time 
of treatment of the magnet according to the present ; invention 
and the Cu fluorescence X-ray strength; 
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Fig. 8 is a diagram showing the behavior of the contents 
of the vessel as observed from the end face of the vessel under 
another condition according to the present invention- 
Fig. 9 is a graph showing the relationship between thie time 
of treatment of the magnet under the other condition according 
€o the presen t invention and the Cu fluorescence X-ray strength; 

Fig. 10 is. a diagram showing the behavior of the contents 
of the vessel as observed from the end face of the vessel under 
a further condition according to the present iiiventibn; 

. * Fig. 11 is a graph showing the relationship between the 
time of treatment of the magnet under the further condition 
according to the present invention and the Cu f luorescence ray. 
strength; 

Fig. 12 is a diagram showing the behavior of the contents 
Of the vessel as observed from the eiid face Of the vessel under 
a yet further condition according to the present invention; 

Fig. 13 is a! graph showing the relationship between the 
tiirie of treatment of the magnet under the yet. further condition 
kc<i6T6^xri<^ %o the present invention.and the Cu f iuorescence X-r^^ 
, strength.; 

Fig. 14 is a diagram ishowing the behavior of the contents 
of the vessel as observed from the end face of the vessel under 
a yet further condition according to the present invention; 

Fig, 15 is a graph showing the relationship between the 
time of treatment of the magnet Under the yet further condition 
according to the present invention and the Cu fluorescence X- ray 
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, strength; 

Fig. 16 is a graph showing the relationship between the 
time of treatment of the magnet according to the present invention 

and the Cu K^t-ray strength according to EPMA. 
DETAILED DESCRIPTION OF THE INVENTION 

With the surf ace treatmen^^tprocessac^c 
invention, the fine metal powder produced from the fine metal 
powder- producing material is adhered to the entire sutface of 
the hollow work having the hole communicating .with the outside 
by bringing the fine metal powder producing material into flowing 
contact with the surface of the hollow work having the hole 
communicating with the^ outside. Therefore, the work is 
especially not limited, if it is of such a shape that the f ine 
metal powder producing material is brought into flowing contact 
with the surf ace of the work. Particular examples of the shapes 
are those ishown in Figs , la to le. In the works shown in these 
figures, the hole is made through opposite ends' of the workf 
but, of course, one of the opposite ends of the hole may be closed. 
- . ... Parjti cular examples of the r ing - shaped work sh^ 
are ring-shaped rare earth metal ^based permanent magneta^^ 
as R - Fe - B based permanent magnets represented by an Nd ^ Fe ^ iB based 
permanent magnet, R-Fe-N based permanent magnets represented 
by ah Sm-Fe-N based permanent magnet, and the like. 

^ The ring-ishaped rare earth me tal^ based permanent magnet 
may be any of various types such as a ring-shaped bonded magnet 



formed by bonding a magnetic powder by a required binder, a 
ring - shaped sintered magnet formed by sintering a magnetic powder , 
and the like. According to the present invention, an electric 
conductivity can be provided to the magnet by forming a film 
layer made of the fine metal powder on the entire surface of 
trhe-magne t-wi-t^hou-t-^u s e-o f— a— t h i r d-c ompon e nt-s u 

a coupling agent. Therefore, the present invention is 
particularly effective for. a ring-shaped bonded magnet in which 
•it has been difficult hitherto to form a dense plated film 
uniformly on the entire surface of the magnet. 

It should be noted that the bonded magnet may be either 
a magnetically isotropic bonded magnet or a magnetically 
anisotropic bonded magnet, if it is made using a magnetic powder 
and a resinous binder as main components . In addition, the bonded 
magnet may be a bonded magnet made by bonding a magnetic powder 
by a metal binder or an inorganic binder in addition to the resinous 
binder, and in this case, a filler may be contained in the binder . 

There are conventionally known rare earth metal -based 
bonded magnets having various compositions and various crystal 
-structures, and the present invention is intended for all of 
these bonded magnets. 

Examples of such bonded magnets are an anisotropic R-Fe-B 
based bonded magnet as described in Japanese Patent Application 
Laid-open No. 9-92515, an Nd-Fe-B based nanocomposite magnet 

having a soft magnetic phase (e.g., an ^-Fe phase and an FeaB 
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phase) and a hard magnetic phase (e.g., an Nd2Fei4B phase) as 
described in Japanese Patent Application Laid - open No. 8-203714, 
and a bonded magnet made using an isotropic Nd- Fe - B based magnetic 
powder (e.g., a powder made by MQI Co., under a trade name of 
MQP-B) produced by a melt quenching process used conventionally 

and— widely- > - ■ . ■ ■ — — — ■ , — ^ 

Another example is an R- Fe -N based bonded magnet described 
in Japanese Patent Publication No. 5-82041 and represented by 

(Fei-xRx) i-yNy wherein 0.07 ^ x ^.0.3 and 0.001 ^ y ^ 0.2. 

The effect of the present invention is not varied depending 
on the composition and the crystal structure of the magnetic 
powder forming the bonded magnet and the isotropy and anisotropy 
of the bonded magnet. Therefore, an intended effect can.be 
obtained in any of the above- described bonded magnets. 

The magnetic powder forming the bonded magnet can be 
produced by a process such as a dissolution and milling process 
which comprises melting a rare earth metal - based permanent magnet 
alloy, subjecting it to a casting treatment to produce an irigpt, 
and . pulverizing the ingot; a sintered-prbduct pulverizing 
process which comprises producing a sihteried magiiet and then 
pulverizing the sintered magnet; a reduction and diffusion 
process which produces a magnetic powder directly by the Ca 
reduction; a rapid solidification process which comprises 
producing a ribbon foil of a rare earth metal -based permanent 
magnet alloy by a melting jet caster, and pulverizing and 
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annealing the ribbon f oil ; an atomizing process which comprises 
melting a rare earth metal -based permanent magnet alloy, 
powdering the alloy by atbmization and subjecting the powdered 
alloy to a heat treatment; and a mechanical alloying process 
which comprises powdering a starting metal, finely pulverizing 
t^he-p o wde r e d-me t a-1— an d--s ub3 e c t i ng— t h e- i n e ly—pu 1-V e r-i 
to a heat treatment. 

In addition to the above - described process, the magnetic 
powder forming the R-Fe-N based bonded magnet can be produced 
by any process such as a gas nitrided process which comprises 
pulverizing a rare earth metal -based permanent magnet alloy, 
nitriding the pulverized alloy in an atmosphere of nitrogen gas 
or ammonia gas, and. finely pulverizing the resulting alloy. 

Various processes will be described below with the 
production of a magnetic powder for an R- Fe- B based bonded magnet 
being taken as aii example. 
(Dissolution and milling process) 

This is a producing process including the steps of melting 
a starting material, subjecting the molten material to a casting 
to produce an ingot and mechanically pulverizing the ingot . For 
example, a starting material is a powder which comprises 
ferrobordn alloy containing electrolytically produced iron, 
boron, the balance of Fe and impurities of Al , Si, C or the like, 
a rare earth metal, or further containing electrolytically 
produced cobalt. The starting powder is subjected to a high 
frequency dissolution followed by a casting in water-cooled 
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casting copper mold. The resulting ingot is pulverized in. a 
hydrogen occlusion manner, or coarsely pulverized by a usual 
mechanically pulverizing device such as a stamp mill. Then, the 
coarsely pulverized material is pulverized finely by a dry 
pulverizing method using a ball'mill or a jet mill, or by a wet 
pulv-erizing-^method^using-^any-^of— various^solv-en^^^ 

With such process, it is possible to produce a fine powder 
comprising a substantially single crystal . or several crystal 
grains and having an average particle size in a range of 1 l^m 
to 5 00 |Am. 

A magnetic powder having a high coercive force can be 
produced by forming a fine powder having a required composition 
and an average particle size of 3 Mm or less in an oriented manner 
in the presence of a magnetic field, disintegrating the fine 
powder, sub j ec ting .the disintegrated powder to a heat treatment 
at a temperature in a range of 800**C to 1,100**C, and fuirther 
disintegrating the resulting powder. 
(Sintered-prbduct jpulverizing process) 

This is a prbceas which comprises sintering a required 
R-Fe-B based alloy and pulverizing the sintered product again 
to produce a magnetic powder . For example, a starting material 
is a powder which comprises ferrobbron alloy containing 
electrblytically produced iron, boron, the balance of Fe and 
impurities of Al, Si, Cor the like, a rare earth metal, or further 
containing electrolytically produced cobalt. The starting 
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powder is alloyed* by J high frequency dissolution or the like 
in an inert gas atmospnere , a coarsely pulverized using a stamp 
mill or the like and further finely pulverized by a ball mill 
or the like. The produced fine powder is subjected to a pressure 
molding in the presencelor absence of a magnetic field, and the 
mo.ld.ed.pr.o.du.ci^i Si.s_i n t e r_^^ n_i n e r.t _ga s_a-t mo s p h e re 

which is a non-oxidiziriV atmosphere. The sintered product is 
pulverized again to produce a fine powder, haying aiii average 

particle size in a rangelof 0,3 l*m to 100 Mm. Thereafter, the 
fine powder may be subjected to a heat treatment at a temperature 
in a range of 500^C to 1, 000^0 in order to increase the boercive 
force. \ 
(Reduction and diffusion process) 

A starting powder comprising at least one metal powder 
selected from a fierfobdron powder , a ferrpnickel powder , a cobalt 
powder, an iron powder and a rare earth metal oxide powder, and/or 
an oxide powder, is selected depending on a composition of a 
desired starting .alloy powder; Metal calcium (Ca) or CaH2 is 
mixed with the ,sta powder in an amount 1.1 to 4 . 0 times 

(by weight) a stoichiometridaiiy ieg^ amount requiired for 

the reduction of the rare ear th metal oxide . The mixture is heated 
to a temperature iii a range of 900*^C to 1>200**C in an inert gas 
atmosphere, and the resulting reaction product is thrown into 
water, whereby a by-product is removed > thereby providing a 
powder which has aii average particle size in a range of 10 Mm 
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to 200 Mm and which is not required to be coarsely pulverized. 
The produced powder may be* further pulverized finely by a dry 
pulverization using a ball mill, a jet mill or the like. 

A magnetic powder having a high coercive force can be 
produced by forming a fine powder having a required composition 
aird~a n^ver a~g^^^ 

in the presence of a magnetic field, disintegrating the fine 
powder, subjecting the disintegrated powder to a heat treatment 
at a temperature in a range of 800 C to 1,100 C, and further 
disintegrating the resulting powder. 
(Rapid solidification process) 

A required R-Fe-B based alloy is dissolved and subjected 
to a melt -spin in a jet caster to projduce a ribbon foil having 
a thickness on the order, of 20 Mm, The ribbon foil is pulverized 
and subj ected to an annealing treatment to provide a powder having 
fine crystal grains of 0 . 5 Mm or less. 

The powder produced from the ribbon foil and having the 
fine crystal grains is subjected to a hot preissing and a die 
upsetting treatment to produce a bulk magnet havincf an anisotropy 
The bulk magnet may be pulverized finely. 
(Atomizing process) 

This is a process which comprises dissolving a required 
R-Fe-B based alloy, dropping the molten alloy from a fine nozzle, 
atomizing the molten alloy at a high speed by an inert gas or 
a liquid, subjecting the atomized alloy to a sieving or a 
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pulverization, and then subjecting the resulting material to 
a drying treatment or an annealing treatment toproduce amagnetic 
powder , 

The powder having fine crystal grains is subjected to a 
hot pressing and a die upsetting treatment to produce a bulk 
magn e t_havi ng^an^an i s o.t rop_y_ — The-bu 1 k-magne,t^may_b e_p.u l.ve r i.z!e d 
finely. 

(Mechanical alloying process) 

This is a process which comprises mixing and converting 
a required starting powder to an amorphous structure at an atom 
level in an inert gas atmosphere by a ball mill, a, vibrating 
mill, a dry attriter or the like, and subjecting the resulting 
powder to an annealing treatment to produce a magnetic powder. 

The powder haying fine crystal grains is subjected to a 
hot pressing and a die upsetting treatment to produce a bulk 
magnet having an anisotropy. The bulk magnet may be pulverized 
finely. 

Examples of processes which are capable of providing a 
maghe|tic anisotropy to th4 bulk magnet or the magnetic powder 
and which may be used, are a hot pressing-and pulverizing process 
(see Japanese Patent Publication No. 4 -20242) which comprises 
sintering an alloy powder produced by a rapid solidification 
process at a low temperature by a hot press or the like, and 
pulverizing thebulkmagnet having amagnetic anisotropy provided 
by a die upsetting treatment; a pack rolling process (see Japanese 
Patent No. 2596835) which comprises filling an alloy powder 
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produced by a rapid solidification process, as it is, into a 
vessel made of a metal to provide a magnetic anisotropy to the 
alloy powder by a plastic working such as a hot rolling; an ingot 
hot pressing and pulverizing process (Japanese Patent 
Publication No. 7 -66892) which comprises subjecting an alloy 
i ngo t to-a-ho t-p 1 a s t i c-wor k i ng--and_^ ng^the.re su I t i ng 

ingot to produce a magnetic powder having a magnetic anisotropy; 
and an HDDR process (see Japanese Patent Publication No . 6 - 827 55) 
which comprises heating a rar@ earth metal - based permanent magnet 
alloy in a hydrogen atmosphere to occlude hydrbgen, subjecting 
the magnetic alloy to a dehydrogenating treatment and cooling 
the resulting alloy, thereby 'producing a magnetic powder, 

The process, for providing the magnetic anisotropy is not 
limited to those using the combinations of the starting alloys 
and the anisotropy providing means, and various proper 
combinations can be used. 

Examples of the compositions of the magnetic powders 
produced by the above - described processes are a composition 
comprising 8 % by atom to 30 % by atbm of R (R is at least one 
of rare earth elements including Y, desirably; of light rare 
earth elements such as Nd, Pr as a main component and the like, 
or a mixture of at least one of rare earth elements with Nd, 
Pr or the like) , 2 % by atom to 28 % by atom of B (a portion 
of B may be substituted by C) , and 65 % by atom to 84 % by atom 
of Fe (a portion of Fe may be substituted by at least one of 
Co in an amount of 50 % or less of Fe and Ni in an amount of 
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8 % or less of Fe) . 

To increase the coercive force and the corrosion resistance 
of the bonded magnet, at least one of the following elements 
may be incorporated into the starting powder: 3.5 % by atom or 
less of Cu, 2,5 % by atom or less of S, 4 . 5 % by atom or less 
o f— T-i-/--l^--%-by-a tom-o r— 1-e s s^o f— Si-,— 9-.^^^ om-o r— 1 e s s-o f — 

12 . 5 % by atom or less of Nb> 1.0 . 5 % by atom or less of Ta, 8 . 5 .% 
by atom or less of Cr> 9 . 5 % by atom or less of Mo, 9 .5 % by 
atom or less of W, 3 . 5 % by atom or less of Mn, 9 . 5 % by atom 
or less of Al, 2.5 % by atom or less of Sb, 7 % by atom or less 
of Ge, 3.5 % by atom or less of Sn, 5.5 % by atom or less of 

Zr, 5-5 % by atom or less of Hf , 8 . 5 % by atom or less of Ca, 

.a" • 

8.5 % by atom or less of Mg, 7 % by atom or less of Sr, 7 % by 
atom or less of Ba, 7 %. by atom or less of Be and 10 % by atom 
or less of Ga . 

For the magnetic powder for an Nd-Fe-B based nanocomposi te 
magnet, it is desirable to select a composition in a range 
comprising 1 % by atom to 10 % by atom of R, 5 % by atom to 28 % 
by atom of B and the balance comprising substantially Fe . 

When a resinous binder is used as a binder f or ^producing 
a bonded magne t , a resin suitable for each of the.mol ding processes 
may be used. For example, examples of the resins suitable for 
a compression molding process are an epoxy resin, a phenol resin, 
diallyl phthalate and the like. Examples of the resins suitable 
for an injection molding process are 6-nylon, 12-nylon, 
polyphenylene -sulfide, polybutylene phthalate and the like. 
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Examples of the resins suitable for an extrusion process and 
a rolling process are polyvinyl chloride, an 
acrylonitrile -butadiene rubber, chlorinated polyethylene , 
natural rubbers, Hypalpn and the like. 

. Various processes for producing a bonded magnet are known, 
and— e xamp 1 e s— o f— th e— p ro G e s s e s— c ommon 1 y--u s e d-a re— an— i n 
molding process, an extruding process, a rolling process and 
the like in addition to a compression molding process which 
comprises mixing a magnetic powder, a resinous binder and as 
required, a silane-based or titanium-based coupling agent, a 
lubricant for facilitating the molding, and a binding agent for 
a resin and an inorganic filler in required' amounts to knead 
the mixture, subjecting the mixture to a compression molding, 
and heating the resulting material to cure the resin. 

The present invention is also applicable to a sintered 
magnet. As in the above - described' bonded magnets , examples of 
the sintered magnets are an R-Fe-B based sintered magnet , typical 
of which is an iJd-Fe-B based sintbred magnet, an R-:Fe-N based 
siri.tiBred. magnet, tyjpical of which is an Sm-Fe-B based sintered 
magnet, and the like. 

A magnetic powder which is a starting material for the 
sintered magnet can be produced by a process similar to that 
for producing the magnetic powder for forming the bonded magnet, 
e.g., a dissolution and milling process and a reduction arid 
di f f usionprocess and the like which are conventionally employed . 
In addition to these processes, particularly, a sintered magnet 
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having a high magnetic characteristic can be produced using a 
magnetic powder which is produced by pulverizing a thin alloy 
plate having a columnar crystal structure grown in a 
thickness-wise direction by a molten metal quenching process, 
and which is described in Japanese Patent No. 2665590. 

" — "The^compos rtion of-the-magne tic powder which-is-a 

material for the sintered magnet can be. selected in a range 
substantially similar to that of the magnetic powder for forming 
the bonded magnet. 

The sintered magnet can be easily produced by employing 
the known powder metallurgical process. The provision of an 
anisotropy can be realized by molding a magnetic powder having 
a magnetic anisotropy in an oriented manner in the presence of' 
a magnetic field. 

Even in these sintered magnets, the effect of the present 
invention is not varied depending on th-e composition of the 
magnetic powder as the starting material and the isotropy and 
anisotropy of the sintered magnet, and an intended effect can 
be obtained; as in the bonded magnet. 

Examples of the fine metal powders used in the present 
invention are fine powders of CU, Fe, Ni , Co, Cr, Sn, Zn, Pb, 
Cd, In, Au, Ag, Al and the like^ Among others, a f ine Cu powder 
is desirable in respect of the cost and an easy to conduct an 
electroplating treatment from the view point of the provision 
of an electric conductivity to the work using a fine metal powder 
for carrying out the electroplating treatment. An oxide film 
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can be formed on a film layer made of an fine Al powder to provide 
an excellent rust proof effect. Therefore, when a simplified 
rust proof effect is expected, the fine Al powder is desirable. 

The fine metal powder may comprise a single metal component , 
or an alloy containing two or more metal components. The fine 

metal — ^powder — may — compr-ise---an---alioy_con-tainirig these metal 

components as main components and another metal component. When 
such an alloy is used, it is desirable to select an appropriate 
combination of the metal components depending on, for example, 
a required ductility . The fine metal powder may contain 
impurities inevitable in the industrial production. 

Examples of the fine metal powder producing materials as 
a source for producing a fine metal powder, which may be used, 
are a metal piece made of only a desired metal , and a composite 
metal piece comprising a desired metal coated on a core material 
mad^ of a different metal. These metal pieces have a variety 
of shapes, such as a needle-like shape (wire-like shape), a 
columnar shape, a massive shape and the like. However, it is 
desirable tb use a. metal piece with a sharp, end, for example, 
a metal piece having a needle- like shape and a metal piece. having 
a columnar shape, from the viewpoints of the purpose of 
efficiently producing a fine* metal powder or the like. Such a 
desirable shape can be easily provided by employing a known wire 
cutting technique. 

The size (longer diameter) of the fine metal powder 
producing material is desirable to be in a range of 0.05 mm to 
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10 mm, more desirable to be in a range of 0.3 mm to 5 mm, further 
desirable to be in a range of 0 . 5 mm to 3 mm from the viewpoints 
of the purpose. of efficiently producing a fine metal powder or 
the like. The fine metal powder producing material, which may 
be used, is a material having the same shape and the same size, 
andla-mixture-of-materials-hav-ingldif-f erent_shapes-andjdi.t^ 
sizes. 

An embodiment of the surface treatment process according 
to the present invention will now be described with reference 
to the accompanying drawings, but the present invention is not 
limited to the contents described hereinafter. 

Fig . 2 shows, in a partially perspective view, one example 
of an apparatus used in the surface treatment process according 
to the present invention. The apparatus shown in Fig. 2 is 
intended to rotate a cylindrical treating vessel (which will 
be referred simply to as a vessel hereinafter) 1 about a center 
axis thereof. Two rollers 2 -a and 2-b as a rotating means are 
rotated in the same direction using a device for a rotated- type 
ball mill apparatus which is not shown. 

The surface treatment process according to the present . 
invention is not limited to the above-described mode, but the 
treating vessel is desirable to be cylindrical, particularly, 
in respect of the fact that the fine metal powder producing 
material can be brought efficiently and uniformly into flowing 
contact with the inner surface of the work. In addition, to 
bring the fine metal powder producing material into flowing 
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contact with the surface of the work, it is desirable to rotate 
the cylindrical treating vessel, and in particular, it is 
desirable to rotate the vessel about its center axis.. 

The vessel 1 may be made of a metal or a resin, but it 
is desirable to use a vessel made of the same metal as a metal 
f orming-a-f inemeta-l-^powder-desrred-to-'be^adhered^^ 
of a work 3 such as a ring - shaped rare earth metal -based permanent 
magnet. This is because even if a fine powder is produced from 
the vessel itself due to the collision of the contents of the 
vessel against an inner surface of the vessel, such fine powder 
is not an impurity with respect to the contents of the vessel, 
if the metal forming the vessel is the same as the metal forming 
the fine. metal powder. \ " 

It is desirable that the work 3 is placed into the vessel 
1-, so that the center axis of the work 3 is parallel to the center 
axis of the vessel 1, as shown in Fig. 2. Fig. 2. shows the single 
work 3 placed in the vessel, , but of course, two or more works 
may be placed side-by- side into the vessel. If a plurality of 
works are placed side^by- side into the vessel, the collision 
of the works against one another can be inhibited by an ef f.ect 
of Side -by -side arrangement of the works, thereby preventing 
the roughening of the surfaces of the works and in addition, 
an excellent effectiveness is provided in respect . of an* 
efficiency of loading.in a given space. Further, a plurality 
of works having different diameters may be placed in a piled-up 
manner (i.e., in such a manner that a smaller work is placed 
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into a hole in a larger work) . 

In placing the work (s) 3 into the vessel 1, it is desirable 
that a rod- shaped member ,5 is, inserted through and disposed in 
the through -hole in the work 3, so that it is parallel to the 
center axis of the work 3 (see Fig. 3) . The behavior of. the work 
in the vessel can be tranquillized by the presence of the . 
rod- shaped member and heiice, the collision of the works against 
Ui, one another can be inhibited, leading to an ef f ect of preventing 

Q the roughening of the surfaces of the works . The rod- shaped 

member may be made of a metal, or a resin, but it is desirable. 

it* . - ■ ■ ' . ' - 

111 that the rod - shaped member is made of the same metal as the metal 

15 forming the f inemetai powder desired to be adhered to the surface 

TSa? , - ■ ■ . 

1=?? of the Work. , ^ - - - 

U| : when the vessel 1 is rotated about its center axis by the 

fll two rollers 2 -a and 2-b (see arrows in Fig. 2) , the fine metal 

powder producing material 4 is permitted to flbw in the same 
' direction as the direction of rotation of the vessel with respect 
to the work 3. As a result, a fine metal powder is produced 
from the . fine metal powder producing material by the contact 
of the fine metal, powder prpduc with the, sujrf ace, 

of the work and with the inner surface of the vessel and by the 
contact of pieces of the fine metal powder producing material 
with one another^ The produced fine metal powder is adhered 
to the surface of the work by the contact, with the surface of 
the work in a flowing state . lii particular, the fine metal powder 
produced from the fine metal powder producing material flowing 
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within the through-hole in the work is brought in a flowing state 
into contact with the inner surface of the work. This is 
convenient for adhesion of the fine metal powder to the inner 
surface of the work. 

The rotational speed of the vessel is desirable to be equal 
t o-o r-h i gh e r^t han-5 0-rpm ,--i n-r e sp e c t-o f-t ha t-t 

producing material is brought efficiently and uniformly into 
flowing contact with the surface of the work. As the rotational 
speed is increased,, the amount of fine metal powder adhered to 
the inner surface is increased, because the fine metal powder 
producing material located within the through-hole in the work 
and the produced fine metal powder are brought efficiently into 
flowing contact with the inner surface of the work. 

However, if the yessisl is rotated .at an excessive 
rotational speed when the work is a bonded magnet, there is a 
possibility that some of particles in the magnetic powder may 
be removed, or the adhered fine metal powder may be peeled off 
due to the Violent coritalct with the contents of the vessel and 
with the inner surf ace of the vessel . Therefore, the rotational 
speed of the vessel is desirable to be equal to or lower than 
3 00 rpm. 

It is desirable that the amount of the fine metal powder 
producing material placed into the vessel is in a range of 10 % 
by volume (inclusive) to 90 % by volume (inclusive) of the internal 
volume of the vessel. This is because if the amount is smaller 
than 10 % by volume, there is a possibility that an amount of 
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the fine metal powder enough to be adhered to the surface of 
the work is not produced, and on the other hand, if the amount 
exceeds 90 % by volume, there is a possibility that the fine 
metal powder producing material is not brought efficiently into 
flowing contact with the surface of the work. 

— When^the.surf ace-tr-eatment process acc ording to the present 

invention is utilized for the surface treatment of a ring - shaped 
rare earth metal -based permanent magnet using a fine metal powder 
producing material, it is desirable that the process is carried 
out in a dry manner in consideration of the fact that both of 
the ring-shaped rare earth metal -based permanent magna t and the 
fine metal powder producing material are liable to be oxidized. 

The treating time depends on the throughput, but is 
generally in a range of about 1 hour to about 15 hours. 

One example of a mass- treatment apparatus used in the 
surface treatment process according to the present invention 
is shown in a schematic view iii Fig. 4. In this apparatus, the 
cylindrical treating vessels 11 are rotated about their center 
axes by rotating the rollers 12-a through a belt. 17. by a motor 
16 placed in an upper portion of the apparatus Each of the 
rollers 12 -b is a follower roller and rotatably mounted to a 
side plate of the apparatus. 

Fig. 5 is a view showing how to place the work into the 
cylindrical treating vessel 11. The vessel 11 is capable of 
being opened and closed through a hinge. The work 13 with the 
rod- shaped member 15 inserted through and disposed in the 
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through-hole therein is placed into the vessel 11 which is in 
an opened state as shown in Fig .5 and has a fine metal powder 
producing material (not shown) contained therein, and then, the 
vessel is closed, thus setting the apparatus shown in Fig. 4. 

To bring the fine metal powder producing material into 
f-lo win g-c on ta c tr-w-i-trh-.t h e-s u-r-f- a c e-o f-t h e-wo r k ,^va r i ou s-mo d e s-wh i c h 
will be described be low may be used in place of the above - described 
mode in which the cylindrical vessel is rotated: A single 
cylindrical . treating vessel or a plurality of cylindrical 
treating vessels having contents , namely, a work and a fine metal 
powder producing material contained therein may be placed into 
a cylindrical treating vessel having a larger inside diameter, 
arid both of the vessels may be rotated . In addition, the contents: 
of the cylindrical treating vessels may be vibrated and/or 
agitated. The vibration and/or agitation of the contents of 
the cylindrical treating vessel can be achieved, for example, 
by placing the cylindrical treating vessel having the contents 
contained therein into a treating vessel in a barrel finishing 
machine or . a. vibrated - ball . mill apparatus. In the 
above -described mode in which-the cylindrical treating vessel 
is rotated, the contents of the cylindrical treating vessel may 
be vibrated and/or agitated simixltaneously with the rotation 
of the treating vessel, for example, by use pf rollers provided 
with projections. Further, a barrel finishing machine or a 
vibrated ball mill apparatus may bie used as a treating vessel, 
and the work and the fine metal powder producing material may 
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be placed directly into a treating vessel in the barrel finishing 
machine or the vibrated ball mill apparatus, whereby the work 
may be treated. The barrel finishing machine may be a 
conventional machine of a rotated- type, a vibrated- type, a 
centrifugal - type or another type. In the case of the 
r o t a t e d---t y p e ,^i t ^i s^d e s A r a^ 

a range of 20 rpm to 200 rpin. In the case of the vibrated- type, 
it is desirable that the vibration frequency is in a range of 
50 Hz to Idp Hz, and the vibration afnplitude ds in a range of. 
0.3,inrn to 10 mm. in the case of the centrifugal - type, it is 
desirable that the rotational speed is in a range of 70 rpm to 
200 rpm. 

wi th the jsurf ace treatment process according to the present 
invention, the fine metal powder can be adhered firmly and at 
a high density to'the entire surface of the wbxk> i.e. , not only 
\6 the outer surface but also to the inner surface of the work. 
Therefore, it is possible to carry out that surface treatment 
of the inner surf ace of a work having a large L/P value (wherein 
L. represents a length of the work in a directrbn of a center 
axis- of the work, and D represents an inside diameter of the- 
work) (see Fig. la), which has been difficult hitherto. 
Particularly, when the surface treatment of the inner surface 
of a work having an L/p value equal to or larger than 1 is to 
be carried out, it is desirable that the treating vessel rotating 
mode is used as the measure for bringing the fine metal powder 
producing material into flowing contact with the surface of the 
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work. 

The surface treatment process according to the present 
inventipn is applied to a ring ^ shaped, rare earth metal -based 
permanent magnet , the fine metal powder can be adhered uniformly 
to the entire surface of the magnet, i.e. , not only to the outer 
S:U r £a C-e^bu.t-.ai.s o^t o^t h e-i nn e r:i,S-u^r 

the thus ^adhered fine metal powder has been adhered firmly and 
at a high density to the entire surface and hence, the film layer 
made of the fine metal powder cannot be removed by a force of 
such a degree that the surface is rubbed by a hand. Therefore, 
even when the work having the film layer will be subjected later 
to the eiectVoplating treatment, the fine metal powder cdnnot 
be peeled off and dropped before the carrying -out of the 
electroplating treatment and.hence, a plated film having a high 
adhesion strength can be formed. 

The reason why the fine metal powder can be adhered to 
the magnet in the above manner is believed to be that a 
mechanochemical reactioii, which is a specif ic surf ace - chemicai 
reaction.caused by a pure metal, surface (a fresh surface) which 
is not oxidized, participates in such^^ a 

In other words, the fine metal powder is produced from 
the fine metal powder producing material by bringing the fine 
metal powder producing material iiito flowing contact with the 
surf ace of the magnet, and the fine ihetal powder as just produced 
is not oxidized and has the fresh surface, which is advantageous 
for causing the mechanochemical reaction. 
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When a fine metal powder producing material having a sharp 
end, for example, a fine metal powder producing material having 
a needle-like shape or a fine metal powder producing material 
having a columnar shape is used, a fresh surface can be produced 
efficiently even on a metal forming the surface of a magnet (i.e. , 
in— addition— to-a-magnet ic-powde r~ex is t4-ng--tn^ 

bonded magnet > a metal filler existing in the surface of a bonded 
magnet produced using a binder including the metal filler, a 
magnetic crystal phase existing in the surface of a sintered 
magnet, and the like) by bringing the fine metal powder producing 
material into flowing contact with the surface of the magnet. 
Therefore, it is believed that the reactivity between the surface 
of the magnet and the fine metai powder is enhanced. 

Further, when the surface treatment process according to 
the present invention is applied to a bonded magnet , it is believed 
that the penetration of the produced fine metal powder into an 
already - cured resin portion of the surface of the. magnet also 
works conveniently for the adhesion of the fine metal powder 
on the entire surf ace . of the magnet. 

It has beenmade cleared from the studies made by thepresent 
inventors that even if a commercially available fine metal powder 
is placed into the treating vessel, in place of the fine metal 
powder producing material , and the surface treatment is carried 
out in the same manner as that described above, it is difficult 
to adhere the fine metal powder to the surface of the magnet. 
The reason is believed to be as follows: The commercially 
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available fine metal powder usually has an oxidized surface and 
does not have a fresh surface and in addition, does not have 
a sharp end. For this reason, even if the fine metal powder 
is brought into flowing contact with the surface of the magnet, 
a fresh surface cannot be produced on a metal forming the surface 
of-the-magnet-and^cannot be-a-l so produced dn-trhe-fd-n^ 
itself and hence, the mechanochemical reaction does not occur 
efficiently. 

However, if the commercially available fine metal powder 
is placed in combination with the fine metal powder producing 
material into the treating vessel , a fresh surface can be produced 
even on the commercially available fine metal powder and hence, 
it is expected that the commercially available fine metal powder- 
also contributes to the formation of a film layer. 

The fine metal powders produced from the fine metal powder 
producingmaterial are of various sizes and shapes , but in general , 
a ultra-fine powder (particles having a longer diameter in a 

range of 0.001 Mm to 0.1 f^m) is advantageous to cause the 
mechanochemical reaction, and in this case, a firm and high- dense 
film layer having a thickness in a range of 0.001 Mm to 1 Mm 
is formed on the metal forming the surface of the magnet. 

When the present invention is applied to the bonded magnet, 
the relatively large particles (particles having a longer 
diameter on the order of 5 Mm) of the fine metal powder produced 
are press-fitted into an already - cured resin portion of the 
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surface of the magnet, and a portion protruding on the resiii 
is deformed into a shape covering the resin surface by the 
collision against the contents of the treating vessel to 
contribute to the formation of the film layer covering the entire 
surface of the resin. These actions cooperate to form a film 
1 ayie r^ma^e^d f _t h e^ t i n e^m e_t a l_p o w: 

entire Surface of the magnet. As a result, an electrically 
conductive layer can be provided uniformly and firmly on the 
entire surface of the magnet. 

With the ring-shaped rare earth metal -based permanent 
magnet having an electric conductivity provided to both of the 
put 62: and inner surfaces thereof by the above -described process, 
a plated film can be formed at a high thickness accuracy bii the 
surface of such magnet, for example, by 6. known electroplatxng 
treatment, thereby producing a magnet having an excellent 
corrosion resistance: A typical electroplating pirdcess is a 
process using at least one metal selected from the group 
consisting of Ni, Cu, Sn, Co, Zn, Cr, Ag, Au, Pb and Pt, or an 
alloy of a cpmbihatibn of some of these metals (which may include 
any of B, Sand P| . .A plating.process using an alloy containing 
at least one or some of the above - described metals and any of 
other metals may be employed depending oil an application. The 
thickness of the plated film is equal to or smaller than 50 Mm, 
desirably, in a range of 10 Mm to 30 Mm. 

When the Ni electroplating treatment is to be carried out. 
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it is desirable that a washing step, an Ni electroplating step, 
a washing step and a drying step are conducted in the named order . 
Any of various plating bath tanks may be used depending oii the 
shape of a magnet, and for example, , a rack plating type or a 
barrel plating type can be used. A known plating bath may be 
u s e d^s u G h-a^-a--Wa trt^S-b a t^h-,--a— s u-l-f 

bath. An electrolytic Ni plate is used as an anode, but it is 
de|sirable that an S - containing estrand nickel chip is used as 
the electrolytic Ni plate, iii order to stabilize the elution of 
nickel (Ni) . Alternatively, a nickel rod connected to an anode 
may be inserted through and disposed in the through-hole in the 
magnet ... 

In addition to the plated film, any of various 
corrosion -resistant film, e.g.,, a irietal oxide film or a chemical 
conversion coating film can be formed on the film * layer made 
of the fine metal powder. The fprmation of such a film can be 
achieved at a high vthickness accuracy, because the film layer 
has been f prmed unif prmly and firmly on the entire surface of 
the .magnet i / \ / * - ; 

- EXAMPLES ' ■ ■■ : ' • - . 

Example 1 ^ 

An epoxy resin was added in aii amotint of 2 % by weight 
to an alloy powder made by, a rapid solidification process and 
having aii average particlie size of 150 Pm and. a composition 
comprising 12 % by atom of Nd, 77 % by atom of Fe, 6 % by atom 
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of B and 5 % by atom of Co> and the mixture was kneaded. The 
resulting material was subjected to a compression molding under 
a pressure of 686 N/mm^ and then cured at 170°C f or 1 hour, thereby 
producing a ring - shaped bonded magnet haying an outside diameter 
of 22 mm,' an inside diameter of 20 mm and a length of 6,5 mm 
("a h~U/ D""va^llie^^ 

which will be described below. 

The seven rihg- shaped bonded magnets were placed into a 
cylindarical vessel made of copper. (Cu) and having an inside 
diameter of 3 2 mm and a length of 5 0 mm, so that their center 
axes were parallel to a center axis of the cylindrical vessel. 
Further, a pipe of copper having a diameter of 8 mm and a length 
of 45 mm was inserted as a rod - shaped member through aiid disposed 
in a thrdugh-hole in the magnet. * A fine Gu powder producing 
material comprising short columnar pieces (which was made by 
cutting a wire and which will be referred to as media hereinaiE ter) 
having a diameter of 0.6 mm aiid a length of 0.6 mm was placed 
into the cylindrical vessel in an amount of 50 % by volume of 
the iiiternal yolume of the cylindrifcal vessel . Then, the vessel 
Was rotated about Its cehter axis speed of 100 

rpm by use of a rotated- type ball mill apparai:us- 

The behavior of, the contents of the vessel as observed 
from the end. face of the vessel (one of the end faces is made 
of a transparent acrylic resin) is ihdwn diagrammatically iii 
Fig. 6i The variation in amount of fine Gu powder adhered to 
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the outer and Inner surfaces of the magnet with the passage of 
time was examined after lapses of 2 hours, 4 hours and 6 hours 
from the startof the treatment by a Cu fluorescenceX-ray strength 
measurement (an apparatus used was SFT-7100 made by Seiko 
Ins truments and Electronics , Ltd.) . Resul ts are shown in Fig . 7 . 
— Hr-n--t^he-observa-trdJpn-of--trhe-be^^^ 

vessel, the magnet 2 3 was rotated at a low rotational speed in 
the direction of rotation of the vessel 21, as shown in Fig. 6. 
The media 24 outside themagnet were brought into flowing contact 
with the outer surface on the magnet in the direction of rotation 
of the vessel to such an extent that they did not wrap the magnet . 
The media within the thrpugh-hole in the magnet were brought 
into flowing contact witn the inner surface of the magnet in 
the through-hole in the direction of rotation of the vessel. 
The magnet could not be mo^ed violently within the vessel due 
to the presence of the pipeXpf cupper 25, so that the behavior 
thereof was tranquillized. \ 

For a period of about 4 hours from the startof the treatment, 
both of the amounts of. fine Gu powder adhered. to the outer and 
inner surfaces were increased in substantially similar 
increments, as shown in Fig. 7. Thereafter, the amount of fine 
Cu powder adhered to the outer surface was decreased, and this 
phenomenon was considered to be due to the fact that some of 
fine Cu powder -adhered particles in the magnetic powder were 
dropped by the collision against the contents of the vessel. 
Example 2 
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The treatment, the observation and the measurement were 
carried out in the same manner as in Example 1, except that the 
rotational speed was set at 150 rpm. Results are shown in Figs . 8 
and 9 . 

In the observation of the behavior of the contents of the 
yessel-,^the-^magnet--2 3-was-ro.tated^at^a-ro-tational_sp^^^ 
than that in the Example 1 in the 'direction of rotation of the 
vessel 21, as shown in Fig. 8. Because the rotational speed of 
the vessel was increased, the media within the through-hole in 
the magnet were moved out of the through-hole and hence, the 
amount of the media 24 present outside the magnet was increased. 
As a result, the media were brought into flowing contact with 
the outer surface of the magnet so as to wrap the magnet. The 
media within the through-hole in the magnet were brought into 
flowing contact with the inner surface of the magnet in the 
through-hole in the direction of rotation of the vessel. 

The amount of fine Cu powder adhered to the outer surface 
of the magnet was as large as that in Example 1, but the amount 
of fine Cu powder adhered to^, the inner surface of the magnet 
was larger than that in Example 1 and the speed of adhesion of 
the fine Cu powder to the inner surface of the magnet was also 
higher than that in Example 1, as shown in Fig. 9. This was 
considered to be because the increased rotational speed of the 
vessel caused the media and the produced fine Cu powder to be 
brought efficiently into flowing contact with the iniier surf ace 
of the magnet, and as a result, the mechanochemical reaction 
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occurred effectively. 
Example 3 

. The treatment, the observation and the measurement were 
carried out in the same manner as in Example 1, except that the 
rotational speed was set at 175 rpm. Results are shown in Figs . 10 
and„ll-. ^ . , ^ ^ ^ 

In the observation of the behavior of the contents of the 
vessel, because the rotational speed of the vessel 21 was 
increased, the media 24 were forced to the outside of the magnet 
23, and the magnet was rotated synchronously with the media 
crowded outside the magnet, as shown in'Fig.lO. 

The amount of fine Cu powder adhered to the outer surface 
of the magnet was decreased less than those in Examples 1 and 
2, but the amount of fine Cu powder adhered to the inner surface 
of the magnet was increased more than that in Example 2, as shown 
in Fig . 11 . This was considered to be because the mechanochemical 
reaction was difficult to occur on the outer surfaceof themagnet, 
while the mechanochemical reaction occurred more effectively 
on the inner surfaceof themagnet , due to the degraded f lowability 
of the media relative to the outer surface of the magnet. 
Example 4 

The treatment, the observation and the measurement were 
carried out in the same manner as in Example 1, except that the 
rotational speed was set at 200 rpm. . Results are shown in Figs . 12 
and 13 . 

In the observation of the behavior of the contents of the 
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vessel,- because the rotational speed of the vessel 21 was 
increased higher than that in Example 3, most of the media 24 
were forced to the outside of the magnet 23, arid the flowability 
of the media relative to the outer surface of the magnet was 
further degraded, as shown in Fig . 12 . On the other hand, a small 
number of the medi a were brought at a high_sp_Q_Qd_intn_f l owing 
contact with the inner surf ace of the magnet in the through-hole 
in the magnet. * 

The amount of fine Cu powder adhered to the outer surface 
of the magnet was decreased less than that in Example 3, but 
the amount of fine Cu powder adhered to the inner surface of 
the magnet was increased more than that in Example 3, as showri 
in Fig. 13. / ./ 

It was found from Examples 1 to 4 that the higher the 
rotational speed of the vessel, the larger the amount of fine 
Cu powder adhered to the inner surface of the magnet was increased. 
It was also found that the amounts of fine Cu powder adhered 
to the outer and inner surfaces could be controlled by a two - stage 
treatment process comprising a step pf treatment at a rotational 
speed of 150 rpm and a step of treatment at a rotation speed, 
of 200 rpm. 
Example 5 

The seven same ring-shaped bonded magnets as in Example 
1 were placed into a cylindrical vessel made of copper (Cu) and 
having an inside diameter of 32 mm and a length of 50 mm, so 
that their center axes were parallel to a center axis of the 
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cylindrical vessel . Further, a pipe of copper having a diameter 
of 8 mm and a length of 45 mm was inserted through and disposed 
in a through-hole in the magnet- A fine Cu powder producing 
material comprising short columnar pieces (which was made by 
cutting a wire and which will be referred to as media hereinafter) 
_ha vi ng_a_d i.ame.t.e r_o.f _^0_..6_mm_and_a_l.eng.t h_o.f _^0_.^6__mm_wa s_v p 
into the cylindrical vessel in an amount of 70 % by volume oiE 
the internal volume of the cylindrical vessel . Then, the vessel 
was rotated about its center axis at rotational speeds of 100 



rpm, 150 rpm, 175 rpm and 200 rpm by use of a rotated^ type ball 
mill apparatus . The behavior of the contents of the vessel under 

rij 

j„t, each of the conditions was observed from the end face of the 

•a . ^ 

vessel (one of the end faces is made of a trjansparent acrylic 

Q resin) , and the variation in amount of fine Cu powder adhered 

UJ 

to the outer and inner surfaces of the magnet with the passage 

rlJ 

of time was examined after lapses of 2 hours, 4 hours and 6 hours 
from the start of the treatment by a Cu fluorescence X - ray strength 
measurement. 

As.a result, when the rotational . speed was. of from 100 
rpm to 175 rpm, the media were in a state in which they were 
crowded both outside the magnet and in the through^hole in the 
magnet, resulting in a poor flowability and moreover , the magnet 
was rotated synchronously with the media. Therefore, the fine 
Cu powder was little adhered to either the outer and inner surface 
of the magnet. 

When the rotational speed was of 200 rpm, the medial 24 
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had a good flowability witthin the through-hole in the magnet 
2 3, as shown in Fig . 14 ana the adhesion of the fine Cu powder 
to the inner surface of the magnet was observed, as shown in 
Fig. 15 . \ 
Example 6 - 

———-—The-— following— ^experiments — ^were—^carr-ied„out— -using 
ring -shaped bonded magnets having L/p values shown in Table 1. 



Table 1 





Outside 
diameter 
(mm) 


Inside 
diameter p 
(mm) 


Length 
L (mm) 

t 


L/p value 


Numbe f b f 

magnets 
placed in 
Experiment 

method a 


Another 


Magnet 1 


22.5 


26, 


2,6 


0.13 


16 




Magnet 2 


22 


20 


6:5 


0.33 


.7' , ■ 


the same 
magnet as in 
Examples 1 

to 5 


Magnet 3 ; 


22^5 


20.7 


10.5 


0.51 . 


4 




Magnet 4 


22 


20 


20 


1 


2 . 




Magnet 5 


13 


9 


• 19 


1.67 


2 





Experiment method a . .... . ./ . 

The number of ring ^ shaped bonded magnets shown in Table 
1 were plsiced into a cylindrical Vessel made d£ copper (Cu) and 
having an inside diameter of 32 mm and a length of 50 mm, so 
that their center axes, were parallel to a centei: axis of the 
cylindrical vessel . Further; a pipe of copper having a diameter 
of 8 mm and a length of 45 inm was inserted through and disposed 
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in a through-hole in the magnet. A fine Cu powder producing 
material comprising short columnar pieces (which was made by 
cutting a wire) having a diameter of 0 . 6 mm and a length of 0 • 6 
mm was placed into the cylindrical vessel in an amount of 50 % 
by volume of the internal volume of the cylindrical vessel . Then, 
t h e— vessel— wa s— rot a t e d-a b ou t — i-t s--c e n t e r_a x i s^a t-a-^ro t a t i o n a 1 
speed of 150 rpm by use of a rotated- type ball mill apparatus. 
Experiment method b 

The fifty ring-shaped bonded magnets shown in Table 1 and 
10 kg (ari. apparent volume of 2 1) of the fine Cu powder producing 
material comprising the short columnar pieces (which was made 
by cutting a wire) having a diameter of 0.6 mm and a length of 
0 . 6 mm was placed into a treating vessel in a vibrated- type barrel 
f inishing machine having a volume of 3.51, where they were treated 
under conditions of a vibration f requency of 6 0 Hz and a vibration 
amplitude of 1.5 mm. 
Result of Experiments 

The variation in amount of fine Cu powder adhered to the 
inner surface of the magnet with the passage of time was examined 
at intervals .of -2 hours to. a time point after lapse of .10 hours 
from the start of the treatment by a Cu K^t-ray strength measurement 
with ari electron probe microanalyzer (EPMA) using a standard 
sample (an apparatus used was EPM-.SIO made by Shimadzu, Co.) . 
Results are shown in Fig. 16. 

When the treatment was carried out according to the 
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experiment method a, the amount of fine Cu powder adhered to 
any of the magnets was varied to draw a curve shown by (D in 
Fig . 16 , and reached a maximum value in 4 . 5 hours after the start 
of the treatment. Thereafter, the amount was decreased, and 
this was considered to.be because some of fine Cu powder- adhered 
p art i c l e s^in-t he-ma gneticp owde r^wer e-dr opp e d by- 1 h e^c o i l i s i on 
against the contents .of the vessel. 

Particles in the fine Cu powder, produced by the 
above- described treatment had longer diameters in a range of 
a very small longer diameter of 0 . 1 /^m or less to a largest longer 
diameter of about 5 l^m. 

For example, in the case of the magnet treated for 4.5 
hours from the start of the treatment, a film, layer made of the 
fine Cu powder was formed on the entire surface of the magnet. 
The roughening of the surface of the film layer was inconspicuous 
in appearance. This was considered to be attributable to an 
effect of the pipe of cupper inserted through and disposed in 
the through-hole in the, magnet. It was also found that the film 
layer made of the fine Cu J)'owder and having a thickness of 0,1 
Um was formed on the metal forming the surface of the magnet., 
It was further found that the fine Cu powder was forced uniformly 
into the resin portion of the surface of the magnet to cover 
the resin portion. 

When the treatment was carried out according to the 
experiment method b, there was a difference in amount of fine 



Cu powder adhered to the surface between the magnets. In the 
magnet 1 having the smallest L/D value, the fine Cu powder was 
adhered in. an amount of 1* 000,. cps or more, as $hown by (1) in 
Fig. 16. However, in the magnet 2 (shown by (D in Fig. 16) and 
in the magnet 3 (shown by @ in Fif.l6), as the L/D value was 
increased^ the amount of f irie Cu powder adhered was decreased. 
In the magnet 4 having the L/D value of 1, the adhesion of the 
fine Cu powder in an amount of . 500 ops was made possible by a 
' treatment for a .longer time, as shown by CD in Fig. 16, but in 
, nj the magnet 5 having the L/D value of 1.67, the amount of f ine ' 

' . Cu powder adhered was not increased, even if the treatmeiit was 

Q ' ■ ■ ■ • - ■ - * . ' • r-^ ' ' ' ■ 

carried out for a longear time (shown. by ® in Fig. 16) . * 

Ul It was found from the above results that when the treatment 

. ......... 

fll .was carried out according to the experiment method a, the fine 

Cu powder could be adhered uniformly and efficiently even to 
the magnets having different L/D values in a shorter treating 
time without changing of the cbnditioiis. 

- . ■ Exampl e 7 . ^ , - - . ^ . 

. . .. The magnets in Example. 3 and ea^ch^ having the f ilm layer 

made of the .fine Cu powder (i.e.,/ the magnet produced by the 
treatment for 2 hours, the magnet produced by the treatment for 
4 hours and the magnet produced by the treatment for 6 hours) 
were washed and subj ected to an Ni electroplating treatment under 
conditions of a current density of 1.5 A/dm^, a plating time 
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of 60 minutes, a pH value of 4.2 and a bath temperature of 55**C 
using a plating solution having a composition comprising 24 0 
g/1 of nickel sulfate, 45 g/1 of nickel chloride, an appropriate 
amount of nickel carbonate (having a pH value regulated) ^and 
30 g/1 of boric acid (n = 5) . ' 

-Th e^i nn e r^an d d u t e r-s 
the plated products) were observed using a stereo-micrpscppe 
(having a magnification of 15) thereby examining the presence 
or absence of pinholes due to aii insufficient electric 
conductivity. As a result, no pinhole was preisent in the inner 
surface of any of the magnets. Gn the other hand, pinholes were 
present on the outer surface of only the magnet produced by the 
treatment for 2 hours. 

It was found from the above results that it is necessary 
to: adhere' thie fine Cu ppwder having ^ Cu fluorescence X-ray 
strength on the order of 630 count under the conditions in the 
experiments, in order to provide the surface of the magnet with 
an electric conductivity enough tb form a plated film haying 
an excellent corrosion resistance . Therefore ^ it was. found f rom 
the judgment f rom^ -^this - cri terion ^that , in order to adhere -the 
fine Cu powder to the surface of the magnet iii an amount permitting 
a sufficient electric conductivity to be provided under the 
conditions in Example 3, the inner surface may be treated for 
1 hour or more, while the outer surface may be. treated for 4 
hours or more (see Fig. 11) , 
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The thickness accuracy of the plated product of the magnet 
treated for 6 hours was examined by a fluorescence X-ray strength 
measurement (an apparatus used wa? SFT-7100 made by Seiko 
Instruments and Electronics , Ltd,) As a result, it'was found 

that the film was formed at 20 ± 3 Mm on the outer surface and 

• ■ * 

1 5^- 2"t^m bn the^ini^^^^ , e . , a tTa^hri^hr^eiii^knes s accuracy . 

Example 8 

The magnet 5 treated according to the experiment itiethod 
a and the magnets 1 to 5 treated according to the experiment 
method b in Example 6 were subjected to an electrpplating 
treatment, under the same conditions as in Example 7 (n 5) . 

.The inner surfaces of the re*sulting magnets (i.e., the 
plated products) were observed using a stereo ^.microscope (having 
a magnification of 15) , thereby examining the presence or albsence 
of pinholes due tb an insufficient electric conductivity. 
Results are shown in Table 2. 



Table 2 





Treaited 
for 2 hours 


Trieated 
for 4 hours 


. Treated 
for 6 hours 


Treated 
for 8 hour a.: 


Treated 
for 10 
hours 


: Experiment : 
method a 


Magnet 5 


0 . ^ 


O 


0 


O 


X . '-■ 


Experiment 
method b 


Magnet 1 


0 


0 


O 


O 


O 


Experiment 
method b 


Magnet 2 


X 


o 


O 


o 


O 


Experiment 


Magnet 3 


X 


X 


O 


0 
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method b 














Experiment ^ 
. method b 


Magnet 4 


X 


X ■■" ■ 


X 


o • 


0 


Experiment 
method b 


Magnet 5 


X 


X 


X 


X 


• X 



: there was no pinhole X : There were pinholes 

It was found from the results shown, in Table 2 that it 



is necessary to adhere the fine Gu powder having a Cu RO^-ray 
stirength as large as 500 cps measured by EPMA under the conditions 
in the experiments, iii order to provide the surface of magnet 
with an electric.cpiiductivity enough to form a plated film having 
ail excellent corrosion resiistance. Therefore, it was found from 
the judgment from this criterion .that if the treatment is 
conducted f or i hour or more under the condi t ions in the experiment 
M method a, an amount of the fine Cu powder enbugh to provide a 

!M sufficient electric conductivity can be adhered to the inner 

rii - , . - ■ ■ . ^ ■ ■ • . ' ■ ' • 

surf ace of even the magnet having an L/D value equal to or lairgei? 
than 1 (see Fig. 16) . . 



